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i^ftt)i:tt2rWt-|.^^»Scytonenia sp. (strain U-3-3) 
^0±5:^tlM^??!l'ei)^Scytonemin A (Helms, G.L; Mo 
ore, R.E., Niemczura, W.P., Patterson, G.M.L., Tom 
er,K.B., Gross, M.L. , J.Org.Chem. 1998 , 53, 129 
8) . Theonellam<^}»4?»*«*i*(7)titMtt'^7'f-HT 
JiSTheonellaiide P (Matusnaga, S., Fusetani, N., 
Hashimoto, K.. Ualchli. M. . J.A]ii.Chem.Soc. 1989, 1 
11, 2582) , Xy (Dickson, R. C. Annu. R 

ev. Biochem. 1998, 67, 27) ^Wtit'^h^<<r>%i(n 
tfiSm. ^^tlX\<^h (Humphrey, .M., Chamberlin, 
A.R.. Chem. Rev. 1997, 97, 2243; von Dohren, H., K 
eller, U., Vater, J. ,Zocher, R. Chem. Rev. 1997, 9 
7. 2675; Koltr, T., Sandhoff, K. Angew.Chem., Int. 
Ed. 1999, 38. 1532^ t') , 
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X^^tlX\.^l. -fe^S H!®(H*ON-(3-Hydroxy-l-h 
ydroxymethyl-3-phenylpropyl)dodecanamide (HP A— 
12) (Yasuda, S., Kitagawa, H., Ueno, M., Ishita 
ni, H. , Fukasawa, M. , Nishijina, M., Kobayashi, S, 

Hanada, K. J.Biol. Chem. 2001, 276, 43994-44002) 
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%^LX\^h (Ishitani, H., Ueno. M., Kobaya 
Shi, S. J.Am.Chem.SOc. 1997, 119, 7153; Kobayashi, 
S. , Ishitani, H., Ueno. M. J. Am. Chem. Soc. 1998, 12 
0, 431; Ishitani, H. , Ueno, M. , Kobayashi, S. J. A 
m.Chem.Soc. 2000, 122, 8180; Kobayashi, S., Ishita 
ni, H. , Yamashita, Y. , Ueno, M. , Shimizu, H. Tetra 
hedron 2001, 57 , 861) . ttz, a-^ S/XXt;1/0 

T-^'7y-^ytRmzmix{,$'<m^m^fix\^ 

h Hagiwara, E., Fujii, A., Sodeoka, M. 

J.Am. Chem. See. 1998. 120, 2474; Ferraris, D.. Youn 
g,B.. Dudding, T., Lectka. T. J.Org.Chem. 1999. 6 
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uignon, J., Barlin, G.B. , Davies, L.P. Aust. J. Ch 
em. 1997 . 50 , 719) J: 
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[0063] Cu(0Tf)2 (3.6 mg, 0.01 mnol ) $-100 
•CiOSSTT2l^|SI9a!ft$-ti:fcSi, ■fl:-&tl3e (5.4 mg. 
0.0011 mmol ) iOi/^ooy (1.0 mL) mWL^r)V 

^yf. m^xut. %htitLW^(nm'm^\zti: 

h^X\. 5B#^jS#Uc. jgJSSrO-cai-CJ&aL. v 
iJ;Pxy-;PX-T;P (0.15imoi) ^Ox^DUpC^'y 
(1.0 mL) ^?K5-JPx;t. 
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Btiqrl 2-DodecanoylamiiM-4-oto-4<iduarlb«t7ntc (5a): [a] "o -58^ (c 1.02. 
CHOs): mp 5(M 1 .'H NMR (CDCI3) 8 > 0.88 (t. 3H. /<> S.8 Hz), 1.2-14 (nt. 19H). 
1 J-1.7 (m. 2H), Z21 (dt, ^ /= Z4, 7.7 H^. 3.60 (dd, IH. / 4.1, 18.3X 3.7S (dd, 
IH, /o <l, 18.3). 4.21 (q, 2H, /- 7.1 Kg. 4.96 (dt, IH, / •< 4.1, 8j0 Hi), 6.S1 (bid. UI. 
/ -> 8X> Hz). 7.47 (qipsfCDt t, 2H, 7.6 Hz). 7.60 (appaiEnt t, IH, /- 7.3 HzX 7.94 

(•pp«iait d, 2H. /- 7 J Hz); 'SC NMR (CDOs) 5 ^ 14.0. 14.1, 22.6, 23 A 29.1. 29J, 

».*, 29.5, 3L9. 36J. 40.5. 48.2. 61.7, 128.1. 128.7, 133.7, 136A 171.2, 172.9. 198.0; 

IK Cneat) 1683, 1742 cnrl;MS-CED«tii 4 403aX%HFU;DaiceiaiinlcdAO. 

heMiie/4h<»I « 19^1, flow nie s 1.0 mL/lnln : i^Ti 21.9 nbi (5), ifta 
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[0076] ^ifiWl i:PI«cO:fra-Cffo/t. 11 mmol) <0x?DO;><:J'y (1.0 mL) ^?a£-T;U:i'y 

ttiiJi. Cu(OTf)j (3.6 ig. 0.01 ■nol) S: 1 OOW T. ^iSTjDx. #'5>tlJtl«Mte<OJ8[S:iSSfefc'5rS^ 
S^-e2I^SI£)i$-ti:/.:m, -Tb^Se (5.4 mg. 0.00 Tl . S^^WLX^ti. 
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[0077] T)U^)^t':::^JV:J:^T)UimUz^T Xm^^^. ^^irnti. 

li. y^aa^j^y O.OmL) l^j:l^U2N HClcO^/^n [0 0 78] ^t^l^jSh-SdcolpI^JS^Sras-Stc^j^L 
r^^f^ymm (1.0 mL) {:mmizMi:i>^h^iZ. THF 

(5.0 ml ) fc it/^lN HCl7K^?g (0.25 mL) i:m&lzM [0079] 

Et^ ^DodMWMjhiiilno-4-OBD^(4^^ (5b): [a] ^ 

(c 055, 0103): 119 71-72 iH NMR (CDQa) 5 « a88 (t. 3H. /- 6.8 Hz). 
1.2-M On, 19ID. 1.5-1.7 (on* m 2.20 (t. 2H. 7.7 Hz). 3.52 (dd. IH, /= 4^ 17^ 
Hz), 3.71 (dd, IH. 4.0, 17.9 Hz), 3.88 (s, 3H), 4^ (q. 2H. /= 7.1 HzX 4.95 (dt, IH, 
/= 4.0. 8.1 Hz), 6.62 (d, IH. / = 8. 1 HzX 6.94 (d, 2H, 7 = 8.9 Hz), 7.92 (d, 2U, / = 8.9 
Hi); «CNMR (OXaa) 6 =14.a 14.1. 2^6, 25J, ^9.1, 293. 29.4. 29 J. 31.8. 36.5, 
40.1, 48.2, 55.5, 61.6. 1 13.8, 129.1, 1304, 163.9, 171.3, 172.9, 196.4; IR (neat) 1602. 
1675. 1747. cm-1; MS (ED m/z s 433 (M+); HPLC. Daied Ouralcd AD, hexane^lWH 
19/1, flow rate = 1:0 mLAnia : Irs 34.8 ziiia(5X tR^ 39.7 min (A). 

[0080] [^4] 

Ettiyl 2-ilodficBiioji8iiiliio^44»D^ (5e); [a] ^ 

49S (c 0 Jl. CHas); mp 79-80 X:; ^H NMR (CDOa) 8 = 088 (t. 311. 7 - 7j0 HzX 
1.2-1.3 (m, 19II). 13-1.7 (m. 2H), 2.21 (dt, 2H. / = 3,4. 7.6 HzX 3 J7 (dd. lH./-4.^ 
18.1 Hz). 3.69 (dd. IH. / = 4.2, 18.1 lU), 4.21 (q, 2H. 7 = 7,1 Hz), 4.94 (dl, IH, 7 = 42, 
7.8 Hz). 6.60 (bid, la / > 7.8 HzX 7.45 (d. 2H. 7 » &6 Hz), 7.88 (d, 2H. 7» 8^ Hz); 
>3C NMR (CDOa) 8 - 14.0, 14.0 .22.6, 753, 29.1, 29.3, 26.4. 29.5. 31.8, 36.5, 40.4, 
48.2. 61.7. 129.0. 129J. 134.3, 1402. 171.0 173j0, 196.8; IR (neat) 1636. 1688. 1732 
cm-1; MS (El) m/z = 437 Qd*}; Dakd Ouralcel AD, he]caiie/<FiOH s 19/1, flow 
rate « IjO inUmn : Ik" 21.5 jiiin(S), i&a 32.7 min OR)* 



[0081] [^5] 

Etfayl 1^9aiylsantMa-4^(n^ (5d): [a] ^ -1025 (c 044. 

aiCb); >H NMR (CDOa) a s 123 (t, 3Hi 7s7.1 Hz). 2.02 (s. 3H). 3.61 (dd, IH, 7= 
4.1, 18J).3.75(dd, 1H,7-4.1, 18J).4.21 (q,2H,7=7.1),4.95 (dt. 111,7 «4.1,7.7). 
6.67 Ond. IH, 7- 7.7). 7.48 (Bi^nt t. 2H, 7= 7.6 Hz). 7.60 dapgatast t. IH, 7^ 72 
Kc), 7.94 (afiparciit d. 2H, 7= 7.3 Hz); l^C NMR (0X33) 8 = 14.0 23.1. 40J. 48.3, 
61.7. 128.1. 128.7. 133,8, 136.0 1«9.9. 171.1. 197.9; IR (neat) 1681, 1686. 1744 cm-i; 
MS (El)m/z = 263 0^+); HPLC, Dak^elOdralcd AD.l]exane/4M>H-4/l. flow nle» 
LOmUnun : 4t » 9.8 min (5), ig^s 12.1 sdn(JO. 

[0082] «6{CRJCE^ftfc^«I|*COlR$t5j: [0 0831 

R)S R* r' R« 4ri£«f lUfJ (35) ee(%) 



J 


C„H„(2a) 


Ph 


SiMes 


5a 


92 


94 


2 


CiiHmCZi) 


MeOPh 


SiMe3 


5b 


97 


92 


3 


CnHi3(2.) 


CIPh 


SiMej 


5c 


88 


93 


4 


CnHj,(2.) 


Ph 


Me, 


5a 


85 


90 


5 


CHjab) 


Ph 


SiMc) 


5d 


85 


94 



[0 084] a6J:"5s C:cOtBli<7)||HB«ON-ry/Hb 
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<5> N - Ti^Mtr 5 y ^Rt&K* t x-^y 

;Wh*:i;UX-T;l^lCOV -i-C t . Idm-t^ N - Ti^MkT 
<IIM^3> HPA-12C0^^ 
liWi? J: ^^■S^t^)ii®c7)^8-^T\ -bo U y||«. 
d-lilKti. 1874^{cl!ia«aj!H!i4>{c%l.$iiT :g 

[0085] liffiSb&^N H2»c J: 0 r S Kjg^ «> 

-t^tctjx^ ■< ydm9<^^M 
5 H- 1 - 'J ym. ^ yd-sxy y^(cga«§fx 

o 

u 

CiiHa'^yH Q l.K-«dBclride 
o 

Si ^''^^X' 



[0 0 9 0] 5a (20.1 mg, 0.050 mnol ) cTjxf-U-y:/ 
i;a-/P>'';><-^;l'X— r;Wjtjg (0.75 mL) tClM K-Sele 
ctridei'DTHF^JS (0.25 mL. 0.25 miBol ) ^-4 SX. 
X-UUz. ig^J§faSr-4 5°CT'2B#^}Si#U>:^. IM 

super-hydride (0.25 mL) S:ffiTt7t. 

[0091] mmk-mA tup^ L/cf^. 1 nmm 

*i:30?; Hj02^Snx.'CK^SS:f?±L. AcOEfCftlEB 

[0092] \m-imm^fz^. mm^'^v^^yii-^ 

nvh^^97-f-tcJ:0»i3L, HPA-l2S:#it. 
[00 93] ZCOiiimcO%m^(=l,i. ^y)i'=JiVa-^ 
AjMaiS:fflV^3tX-^yf-:tSS?«MannichSRj;5t J: 0 
HPA-1 2Sr-^^L, f6©LTV^|> (Ueno. M., Kita 
gawa.H. , Ishitani, H., Yasuda, S. , Nishijima, K. , 
Hanada, K. , Kobayashi, S.Tetrahedron Lett. 2001, 4 
2, 7863) , :icr>iio-^j:^'y)y=J)\^-3=.^J..m.m^m^^ 
hlr^XU. HPA-1 2t±6XT-x7°f1#<^ixyi (^ 



'J ffifl§«t±xy h- v-Alc: J: 0 'J V V-aa^5I$ 
[ 0 0 8 6 ] -fe^ 5 h'H, r^h-v-Xx^-t;K5a^ 

[0 087] ftjg. xy^ydix^jy-^^-f-f 

mmtmrntix. (ir. 3R)N-(3-th' 

pdfi^- 1 -t ^'Ddfi';><f■;'^-3-7x-;^ruf 
/I') Hr;<ryrSH (HPA-l 2) *«?g©$nTv^& 

(Yasuda, S. , Kitagawa, H., Ueno, M. , Ishitani, 
H. , Fukasawa, M. , Nishijina, M. , Kobayashi, S, Nan 
ada, K. J.Biol. Chea. 2001. 276, 43994-44002) , 

[0088] HPA-12i&<5C* (C) izn-^X-^l^t 

fz. 

[0089] 
Ut27] 



S^^MannichaRJCTti. H P A - 1 2 5-2a*^f> 3 X 

T'vr ( 2^"/ h ) T-^mv^ . ±mmiie8.bix'h':> 

[0094] UzP^X. *ii^Bg(ON - 7 i^M\.r S 

jmm^<r>^WL-yi'mi. #«ohpa-i 2«m/^ 
[ 0 0 9 5 ] ^rfc. 5aoffi^*ii;ati. wmt^Kzx ^ r 

T'^.l>;i:*^^gS§^^TV^^ (Ueno. H., Kitagawa, 
H. . Ishitani, H., Yasuda, S., Nishijima, K., Hanad 
a, K.. Kobayashi, S. Tetrahedron Lett. 2001, 42, 78 
63) , 

[0096] 

iki^nm^i5i.x/x^y^:^mimzmm-h zt^si 

<ryxh 0 , #«o^^.ttW^^avgtt!t4»W. 




HPA-12 



(a0))03-260363 (P2003-260363A) 



(51)Int.C1.7 mmi^ FI (##) 

C07M 7:00 C07M 7:00 

F^^-A(##) 4G069 AA06 BA27A BA27B BC31A 
BC31B BE14A BE14B BE34A 
BE34B CB25 CB57 CB59 
CB77 

4H006 AA02 AC44 AC53 BA05 BA46 

BJ50 BRIO BT12 BV22 
4H039 CA71 CF40 CG90 



